Cyclization of 1,7-(silyloxy)enynes with Ti(i-PrO) 4 and n-BuLi yields 6-membered cyclic siloxanes in moderate to good yields. The reaction is highly diastereoselective (typical d.r.'s >15:1).
Introduction
We recently described the highly diastereoselective cyclization of 1,6-(silyloxy)enynes with ClTi(i-PrO) 3 and Grignard reagents to give 5-membered cyclic siloxanes ( Figure 1 ). 1 Excision of the silicon gives rise to homoallylic alcohols, and these building blocks were used as part of the syntheses of dictyostatin 2 and 7-demethylpericidin A 1 . 3 In conjunction with our interest in exploring the utility of these types of cyclization, we have examined the cyclization of 1,7-(silyloxy)enynes (see also Figure 1 ), and in this paper we report our preliminary studies. A variety of substrates that were cyclized and that provide some measure of the broad utility of the reaction are shown in Table 1 . The reaction is highly diastereoselective with typical diastereoisomer ratios being >15:1 as determined by 1 H NMR analysis of the crude reaction mixtures. 7 Of particular note are substrates cyclized in entries 8 and 9, which produce stereochemical arrays that are difficult to access by alternative methods. In these cases the combination of anti-or syn-crotylation of an aldehyde, followed by (silyloxy)enyne cyclization provides a concise route to systems bearing adjacent methyl-group stereocenters. 
Bu
Although we have not performed extensive mechanistic studies, a simple mnemonic for the observed 1,3-syn stereoinduction can be proposed by employing a six membered chair-like transition state (Figure 2 ). In this model, the alkene orients itself to avoid a pseudo-1,3-diaxial interaction with an isopropyl group on silicon and cyclization occurs from conformer A. In conclusion, we have described the cyclization of 1,7-(silyloxy)enynes to produce cyclic siloxanes. The reaction employs readily accessible reagents and provides high levels of 1,3-syn stereoinduction. Applications of this chemistry in the context of complex molecule synthesis are ongoing and will be reported in due course. Hexynyl(diisopropyl)silane (250 mg, 1.27 mmol) in dichloromethane (5 mL) was cooled to 0 ºC, then N-bromosuccinimide (277 mg, 1.57 mmol) was added in a portionwise fashion. The cold bath was removed and the reaction was stirred for 90 min at room temperature. The solvent was removed on a rotary evaporator and the residue was diluted with pentane and filtered. The filtrate was evaporated and diluted with dry DMF (2 mL) and was then added to a separate flask containing the alcohol (97 mg, 0.85 mmol) and imidazole (145 mg, 2.13 mmol) in DMF (2.25 mL). The reaction was stirred for 10 h at room temperature and was then diluted with ethyl acetate, washed with saturated aqueous NH 4 Cl solution and brine (4x), dried with MgSO 4 , filtered, and concentrated in vacuo. The residue was then purified by flash chromatography on silica gel eluting with 10% CH 2 Cl 2 /90% hexanes to yield the 2 (246 mg, 94 %). (3R,4R)-Hex-1-ynyl-diisopropyl-(1-isopropyl-2-methyl-but-3-enyloxy) Isobutyl-2,2-diisopropyl-4-methyl-3-pentylidene-[1,2 4S,5S,6R)-2,2,6-Triisopropyl-4,5-dimethyl-3-pentylidene-[1,2 
Hex-1-ynyl-diisopropyl-(1-isopropyl-but-3-enyloxy)-silane(2

